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57 ABSTRACT 
Planographic master with which a dry planographic 
printing plate is prepared comprises a substrate and an 
overlying layer of a photocurable organopolysiloxane 
composition. The composition comprises (a) an organo 
polysiloxane having aliphatically unsaturated linkages 
in the molecule, (b) an mercapto-containing organo 
polysiloxane, and (c) a photosensitizer. The dry plano 
graphic printing plate is prepared by providing image 
wise patterns on the organopolysiloxane layer of the 
planographic master, the organopolysiloxane layer hav 
ing been cured or being cured by irradiation with ultra 
violet light to effect crosslinking by the photochemical 
addition reaction of the aliphatically unsaturated link 
ages and the mercapto groups. The printing plates, 
having ink-receptive image areas and ink-repellent non 
image areas, can be used in dry planographic printing, 
and exhibit quite sufficient printability, especially for 
office use, to produce satisfactory printed copies. 

9 Claims, No Drawings 
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ORGANOPOLYSILOXANE CONTAINING 
PLANOGRAPHC MASTERS 

BACKGROUND OF THE INVENTION 
The present invention relates to novel and improved 

planographic masters and a method for prepareing pla 
nographic printing plates suitable for dry planographic 
printing, using the planographic masters. 

Planographic printing plates in the prior art are pre 
pared by providing, on the surface of substrate, image 
areas or oleophilic areas which have an affinity with a 
printing ink but are hardly wetted with water and non 
image areas or hydrophilic areas which have an ink 
repellent property but are readily wetted with water. 
The printing process with the printing plates is carried 
out by first moistening the non-image areas with a 
dampening solution, giving the printing ink to the image 
areas and then transferring the printing ink retained on 
the image areas to sheets of paper of the like to be 
printed. 
Various troublesome problems have been encoun 

tered with the prior art planographic printing plates as 
a consequence of the use of a dampening solution. Some 
of the problems are (1) that the printing ink is apt to 
become emulsified, (2) that the density of the printed 
colors is controlled with difficulty, (3) that the process 
tends to cause dimensional changes to printed sheets 
and bring about inferiority in precision printing or mul 
ti-colored printing, (4) that complicated structure and 
mechanisms are required by printing presses employed 
in the press, and (5) that the preparation of the printing 
plates is very complicated and requires very fine tech 
nique due to the etching process involved. 

Recently, there have been proposed improved plano 
graphic masters with which no etching process is in 
volved in the plate making process concerned and with 
which dry planographic printing can be performed 
without a dampening solution, taking the advantage of 
the excellent ink-repellency of a silicone or an organo 
polysiloxane composition as the material for forming 
the non-image areas of the printing plates. (See, for 
example, Japanese Patent Public Disclosure 48-19305 
disclosing a planographic master which is prepared by 
coating the substrate with a substance capable of elec 
trostatically forming latent images and providing, over 
the layer of coating then dried, a cured layer of a sili 
cone.) 
However, the above printing plates have been found 

unsatisfactory in view of their inferior printing durabil 
ity due to lack of bonding strength between the image 
area-forming material and the silicone layer. This is so, 
for example, when the formation of ink-receptive image 
areas on the dry planographic printing plates is intended 
by providing an image area-forming material on the 
planographic masters by means of the electrophoto 
graphic process or the socalled direct image process 
involving typewriting or handwriting or drawing, both 
of which processes have recently gained wide-spread 
acceptance in printing, especially with light printing 
machines suitable for office use, where the desired 
printing durability is rather small, but sufficient such 
that printed copies as many as about 1,000 to 2,000 are 
obtained by a single printing plate. 

Further, in order to improve the bonding strength 
between the image area-forming material and the sili 
cone layer on the printing plates, various methods have 
been proposed (see Japanese Patent Public Disclosures 
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2 
Nos. 49-21204, 50.71405, 50-71406, 50-78403, 50-78404, 
50-78405, and 51-16105). However, the proposed meth 
ods have been found defective with respect to ink-repel 
lency, printing durability, storage stability, or the like as 
well as easiness in the plate making process. 

SUMMARY OF THE INVENTION 

The present invention has been completed as a result 
of the extensive investigations of the inventors for pur 
pose of solving the above-described problems in the 
prior art dry planographic printing process. An object 
of the present invention is therefore to provide a plano 
graphic master suitable for the preparation of a dry 
planographic printing plate using an organopolysilox 
ane composition as the ink-repellent material. Another 
object of the invention is to provide a method for pre 
paring a dry planographic printing plate with the plano 
graphic master by the electrophotographic process or 
the so-called direct image process. A further object of 
the invention is to provide the dry planographic print 
ing plate suitable for use with light office printing mar: 
chines. 
The planographic master of the present invention 

comprises a substrate and, on the substrate, a coating 
layer of an organopolysiloxane composition comprising 
(a) an organopolysiloxane with aliphatically unsatu 
rated linkages in the molecule containing organosilox 
ane units represented by the general formula 

R(R)SiO3-)/2 (I) 

where R is a monovalent hydrocarbon group with an 
aliphatically unsaturated linkage, R2 is a substituted or 
unsubstituted monovalent hydrocarbon group with 
from 1 to 10 carbon atoms, free of aliphatic unsaturation 
and having no mercapto group and n is zero, 1 or 2, in 
a mole fraction of from 0.1 to 100 mole %, the balance 
being organosiloxane units represented by the general 
formula 

(R')mSiO(4-m)/2 (II) 

where R has the same meaning as R2 and m is zero, 1, 
2, or 3, (b) a mercapto-containing organopolysiloxane 
containing organosiloxane units represented by the gen 
eral formula 

R(R)SiO(3)/2 (III) 

where Ris an organic group with at least one mercapto 
group bonded to a carbon atom, R has the same mean 
ing as R2 and p is zero, 1 or 2, in a mole fraction of from 
0.1 to 100 mole %, the balance being organosiloxane 
units represented by the general formula 

(R')SiO4/2 (IV) 

where R has the same meaning as R2 and q is zero, 1, 2 
or 3, in an amount that is sufficient to provide from 0.02 
to 50 moles of the mercapto groups bonded to the car 
bon atoms per mole of the aliphatically unsaturated 
linkages in component (a), and (c) a photosensitizer. 

DETAILED DESCRIPTION OF THE 
PREFERRED EMBODIMENTS 

The most fundamental properties of an organopolysi 
loxane composition required as the ink-repellent mate 
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rial in the making of a dry planographic printing master 
are such that: 

(1) The coating layer formed by the composition on 
the substrate should have a good storage stability, ex 
hibiting good sensitivity even after a prolonged storage 
and it should be uniformly cured by a simple process in 
a short time. 

(2) Sufficiently strong bonding should be obtained 
between the cured organopolysiloxane layer and the 
image area-forming material, such as the toner in the 
electrophotographic process, or the writing material in 
the direct image process, and 

(3) That the cured organopolysiloxane layer should 
have good ink-repellency as well as strong bonding to 
the surface of the substrate so that printing durability, or 
the number of printed copies obtained by one printing 
plate, is sufficiently large. 
The organopolysiloxane composition employed in 

the present invention which comprises the above 
described components (a), (b) and (c) satisfies all of 
these requirements. Namely, the composition can be 
cured to a sufficient extent only by irradiation with light 
and without heat treatment, leading to a very simple 
plate making process. Further, the organopolysiloxanes 
in the composition have a reactive structure in the mole 
cule so that a remarkably effective bonding strength can 
be obtained between the cured composition and the 
image area-forming materials. 

In the above formulas (I) and (II), the aliphatically 
unsaturated monovalent hydrocarbon groups denoted 
by symbol R are exemplified by vinyl, allyl and ethynyl 
groups; the monovalent hydrocarbon groups denoted 
by symbol R2 or R3 are exemplified by methyl, ethyl, 
propyl and phenyl groups and those groups which are 
obtained by substitution of part or all of the hydrogen 
atoms in the hydrocarbon groups by halogen atoms, 
amino groups and other substituents other than mer 
capto groups; and n and m are each positive integers as 
defined. 
The aliphatically unsaturated monovalent hydrocar 

bon groups R in the organosiloxane units represented 
by formula (I) serve as the crosslinking units by addition 
reaction with the mercapto groups in component (b) to 
cure the organopolysiloxane composition. Therefore, 
the organopolysiloxane as component (a) has desirably 
at least two of the organosiloxane units in a molecule 
and the molar fraction of this type of organosiloxane 
units in component (a) should be at least 0.1 mole % or, 
preferably, at least 0.5 mole %. 
The method for the preparation of organopolysilox 

anes of this type is well known in the art. The organo 
polysiloxane may be linear, branched, i.e. resinous, or 
cyclic in its molecular configuration. Further, the posi 
tion at which the monovalent hydrocarbon groups with 
aliphatic unsaturation are bonded to the organopolysi 
loxane molecules is not limitative; it may be at the ends 
of the molecular chain or an intermediate position. 
The examples of component (a) are given in the fol 

lowing. In the formulas and anywhere hereinafter, Me, 
Ph, and Vi denote methyl, phenyl and vinyl groups, 
respectively. 

(1) 1,3,5,7-tetramethyl-1,3,5,7-tetravinyl cyclotetrasi 
loxane 

(2) Me3SiO--Ph2SiO)200Me2SiO500(ViMeSiO)10SiMe3 
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4. 
(3) an organopolysiloxane with resinous structure ex 

pressed by the formula (Me2SiO)400 (Ph.Si 
O15)25-(CH2-CHCH2SiO15)5 

(4) Me3SiO-(-ViMeSiO4(Me2SiO50SiMe3 

The mercapto-containing organopolysiloxane as 
component (b) contributes to crosslinking by the addi 
tion reaction of the mercapto groups with the aliphati 
cally unsaturated linkages in component (a). This or 
ganopolysiloxane is composed of from 0.1 to 100 mole 
% of the organosiloxane units represented by formula 
(III) and from 99.9 to 0 mole % of the organosiloxane 
units represented by formula (IV), respectively. 

In formula (III), symbol R denotes a monovalent 
organic group with at least one mercapto group. The 

-C2H4SCH2C(CH2SH)3, and the like. The function of 
the mercapto groups in these groups is to form cross 
links by way of addition reaction with the aliphatically 
unsaturated linkages in component (a). Therefore, it is 
desirable that the organopolysiloxane as component (b) 
has at least two mercapto groups bonded to the carbon 
atoms in a molecule and the molar fraction of the mer 
capto-containing organosiloxane units in the component 
(b) should be at least 0.1 mole % or, preferably, at least 
0.5 mole %. 
On the other hand, the organosiloxane units repre 

sented by formula (IV) do not pertain to crosslinking 
and their presence in component (b) is optional. The 
monovalent hydrocarbon groups denoted by symbol 
R5 or R6 are selected from the same groups as for R2 or 
R3 in component (a), and p and q are each zero or posi 
tive integers as defined hereinbefore. 
The method for the preparation of the mercapto-con 

taining organopolysiloxanes is well known in the art. 
The organopolysiloxane may be linear, branched, i.e. 
resinous, or cyclic in its molecular configuration. There 
are also no limitations in the size of the molecules and 
the position at which the mercapto-containing organic 
groups are bonded to the molecules. 
The examples of the mercapto-containing organo 

polysiloxanes as component (b) are given in the follow 
1ng. 

(9) Me3SiO-(-(C3H5SH)MeSiO4(Me2SiO24SiMe3 
(10) Me3SiO-(-(C3H6SH)MeSiO)10SiMe3 
(11) a hydrolysis-condensation product of mercap 

tomethyl methyl dimethoxysilane 
(12) an organopolysiloxane with resin structure ex 

pressed by the formula (Me2SiO)350(C2H4CF 
3)-MeSiO)50(PhSiO15)25(HSC3H6SiO15)5 

(13) a co-hydrolysis-condensation product of a silane 
mixture composed of 10 mole % of trimethylmethox 
ysilane, 10 mole % of 3-mercaptopropyl trimethoxy 
silane and 80 mole % of dimethyldimethoxysilane. 
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As to the ratio of components (a) and (b) in the for 
mulation of the organopolysiloxane composition in ac 
cordance with the present invention, it is a principle 
that the aliphatically unsaturated linkages in component 
(a) and the mercapto groups in component (b) should be 
equimolar to each other so that an aliphatically unsatu 
rated linkage and a mercapto group pertain in addition 
reaction to form crosslinking. It is, however, permissi 
ble or rather advisable for the reason given hereinafter 
that either one of the aliphatically unsaturated linkages 
or the mercapto groups is in excess over the other. In 
the case of such an uneven formulation, the range of the 
ratio of these two components is such that the molar 
ratio of the aliphatically unsaturated linkages in compo 
nent (a) to the mercapto groups in component (b) is 
from 50:1 to 1:50 or, preferably, from 10:1 to 1:10. 

It is of course that each of components (a) and (b) is 
not necessarily a single kind of the organopolysiloxane 
but can be a mixture of two or more of the organopoly 
siloxanes within the definition of each component. 

In the photochemical addition reaction of compo 
nents (a) and (b) to form crosslinking in the curing of the 
composition, the addition of a photosensitizer to the 
composition is required in most cases to give a sufficient 
velocity to the curing. The photosensitizer as compo 
nent (c) used for the purpose is selected from those 
known in the art exemplified by 4-phenylphenol, 2,4- 
dinitrophenol, benzaldehyde, benzophenone, acetophe 
none, Michler ketone, anthraquinone, 1,2-naphthoqui 
none, 3-methyl-1,3-diazo-1,4-benzanthrone, malachite 
green, rhodamine blue, 2,4,6-triphenylpyrilium perchlo 
rate, and the like. Any one of these photosensitizers is 
effective in the present invention although the most 
preferred are the organosilyl-substituted benzophenone 
derivatives, such as 4-trimethylsilyl benzophenone and 
4-dimethylamino-4-dimethylvinylsilyl benzophenone 
as disclosed in U.S. patent application Ser. No. 569,756, 
now U.S. Pat. No. 4,042,613. 
The amount of the photosensitizer to be added to the 

composition is not specifically limitative, but it is deter 
mined in accordance with several factors, such as the 
kinds of components (a) and (b), the ratio of the 
amounts of these components, the desired curing veloc 
ity, and the like. Usually the amount of the photosensi 
tizer is in the range from 0.05 to 5% by weight based on 
the total amount of components (a) and (b). It may be 
increased without any disadvantages when the photo 
sensitizer is an organosilyl-substituted benzophenone 
derivative. 
The composition composed of components (a), (b) 

and (c) can be cured rapidly by irradiation with light to 
form a cured film having excellent physical properties. 
Among others, the most essential property is bonding 
strength of the composition either before or after curing 
and the image area-forming materials, such as the toner 
employed in the electrophotography. Therefore, the 
presence in components (a) and/or (b) of a structure or 
group having compatibility or affinity with the image 
area-forming materials is highly desired in order to give 
strong bonding. Suitable structure or group may vary in 
accordance with the kind of the toner material. 

In the organopolysiloxane composition used in the 
present invention, either the aliphatically unsaturated 
hydrocarbon groups such as vinyl groups in component 
(a) or the mercapto groups in component (b) still remain 
unreacted even after the completion of crosslinking by 
irradiation with light in accordance with the uneven 
blending ratios of these two components. In addition, 
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6 
the photochemically cured composition contains thioe 
ther linkages C-S-C formed by addition reaction 
between the unsaturated linkages and the mercapto 
groups. It is an advantage of the present invention that 
particular groups with reactivity or miscibility with the 
toner material need not be introduced into the organo 
polysiloxane composition of the present invention, since 
the above-described unsaturated linkages, mercapto 
groups or thioether linkages all have strong affinity 
with most kinds of toner material. 
However, certain toner materials may require the 

presence of specific reactive or miscible groups as the 
substituents of the organopolysiloxanes in the composi 
tion. Such a reactive or miscible group may be selected, 
in accordance with the toner material, from functional 
groups, such as amino, imino, hydroxy, carboxyl, ni 
trile, halogen-substituted organic groups, thioether link 
age-containing organic groups and the like, when an 
increased reactivity is desired, while aryl groups, such 
as phenyl groups, halogenated aryl groups and alkaryl 
groups, may contribute to the improvement of the mis 
cibility of the organopolysiloxane composition with the 
toner materials. It is meant by the introduction of the 
functional organic groups that the group represented by 
symbol R2, R3, R5, or R6 in formulas (I), (II), (III) and 
(IV) is a substituted hydrocarbon group having the 
functional groups or linkages chosen above, or the aryl, 
halogenated aryl or alkaryl groups. 
Among the above-mentioned examples of compo 

nents (a) and (b), compounds (2), (3), (5), (6), (7), (8) and 
(12) are given to illustrate the organopolysiloxanes that 
have reactive or miscible groups or linkages of that 
kind. 
The amount of the organosiloxane units having the 

reactive or miscible groups or linkages, including the 
aliphatically unsaturated linkages and the mercapto 
groups, in components (a) and (b) is preferably in the 
range from 0.1 to 30 mole % of the total amount of the 
organosiloxane units in components (a) and (b), al 
though it may differ widely in accordance with the 
material of the toner and the like. When the amount is 
less than the above range, the bonding strength of the 
composition to the toner material is insufficient and, in 
some cases, tends to result in the decreased printing 
durability of a planographic printing plate prepared 
with the composition, while a too much amount of the 
reactive or miscible groups or linkages in the composi 
tion, disadvantageously from the standpoint of practical 
application, leads to a poorer ink-repellency of the 
cured film, causing scumming to the printed copies. 
The organopolysiloxane composition of the present 

invention can be prepared by merely blending compo 
nents (a), (b) and (c) by a suitable means, optionally with 
a solvent added to facilitate the application of the com 
position to the surface of the substrate. The solvents for 
the purpose may be toluene, methylethylketone, hex 
ane, trichloroethylene, ethyl acetate, and the like. A 
single solvent or mixture of solvents can be used. The 
amount of the solvent is adjusted so that the composi 
tion will have a suitable viscosity for coating operations 
according to coating means and the coating layer will 
have a desired thickness. 

Further, it is optional to add small amounts of a silane 
coupling agent, filler, coloring agent, anti-oxidation 
agent and the like into the organopolysiloxane composi 
tion, if necessary. 
The planographic master of the present invention can 

be prepared by coating a substrate in the form of sheet 
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with the organopolysiloxane composition or its solution 
as described hereinbefore. The substrate is paper, plas 
tics film, polyethylene-laminated paper, polyvinyl al 
cohol-coated paper or the like. The coating process is 
carried out by using of any known coating machines, 
such as a roll coater, flow coater, spray coater and the 
like. The amount of the coating composition or solution 
is such that the resulting coating layer will have a thick 
ness preferably in the range from 0.5 to 20 pum as dried. 
The planographic masters thus prepared is then dried if 
necessary, with heating. The above process for the 
preparation of the masters is carried out in dark. 
The planographic master thus prepared is provided 

with patterns with an image area-forming material, such 
as a toner, on the coating layer of the organopolysilox 
ane composition, to form a dry planographic printing 
plate. In the making of the dry planographic printing 
plates, irradiation with light is performed to cure the 
composition by crosslinking in accordance with either 
of the following two processes. One of the processes is 
to perform the irradiation after the image-wise patterns 
have been formed on the organopoly-siloxane coating 
layer, and the other is to perform the irradiation before 
the image-wise patterns are formed on the cured or 
ganopolysiloxane layer. 

In accordance with the present invention, the image 
wise patterns that correspond to original letters, sym 
bols, figures and the like to be printed are formed on the 
cured organopolysiloxane layer of the photographic 
master. The method for forming the patterns may be an 
electro-photographic process in which they are formed 
with the toner or the so-called direct image process in 
which they are formed by typewriting or handwriting. 
The pattern-forming materials, such as the toner or the 
writing ink, contain a vehicle or resin component hav 
ing a sufficient affinity with the organopolysiloxane 
composition and should be bonded firmly with the layer 
of the organopolysiloxane composition when molten by 
heating. 
According to the above first process of irradiation, 

the photographic master bearing the imagewise patterns 
is irradiated with light to cure the organopolysiloxane 
composition by crosslinking formation to make the 
planographic printing plate of the present invention. 
The light source is a lamp emitting ultraviolet light, 
preferably, rich in the region of shorter wave lengths, 
such as a high-pressure mercury lamp and a xenon lamp. 
The irradiation should be directed either to the backside 
or the substrate, i.e. the side where the toner images are 
not provided or to the frontside, i.e. the side where the 
toner images are provided, when both the substrate and 
the toner are transparent. When the substrate is trans 
parent while the toner is opaque, the irradiation should 
be direct to the backside. Further, when the substrate is 
opaque while the toner is transparent, the irradiation 
should be directed to the frontside. It is not recommend 
able to use a combination of an opaque substrate and an 
opaque toner in the first process of irradiation, since if 
often causes part of the organopolysiloxane composi 
tion, namely the areas covered by the toner material, to 
remain insufficiently cured. In such a case, it is pre 
ferred to employ the second process of irradiation. The 
intensity and dose of the light in the irradiation should 
be adjusted in accordance with the organopolysiloxane 
composition. 
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out by the sequential steps, i.e. the photocuring of the 
organopolysiloxane composition and then the forming 
of the image-wise patterns on the thus cured layer of the 
composition. 
The surface of the planographic printing plate of the 

present invention obtained by the first or second pro 
cess of irradiation is composed of the nonimage areas 
where the cured organopolysiloxane layer having an 
excellent ink-repellency is exposed and the image areas 
formed on the cured organopolysiloxane layer with the 
image area-forming materials, such as toner, having a 
good ink-receptivity. Hence, any printing processes 
using the printing plates of the present invention require 
no dampening solution, and can be carried out by a 
simple mechanism that a printing ink supplied to the 
plate surface sticks only to the image areas, wherefrom 
it is transferred to materials to be printed, such as paper, 
to form a very sharp print which is a high-fidelity repro 
duction of the original without scumming. The dry 
planographic printing plates of the invention are advan 
taged also in the mechanical strength of the cured or 
ganopolysiloxane layer and the strong bonding of the 
same cured layer with the image area-forming materi 
als, such as toner, and, as a result, excellent printing 
durability can be achieved. 

Having now generally described the present inven 
tion, the same will be more specifically described with 
the aid of the following specific, but non-limiting exam 
ples. 

EXAMPLE 1. 

Preparation of the solutions of the organopolysiloxane 
composition 

1,3,5,7-Tetramethyl-1,3,5,7-tetravinylcyclotetrasilox 
ane (I) and a mercapto-containing organopolysiloxane 
(II) with a viscosity of about 5,000 to 10,000 centistokes 
at 25 C. composed of 3-mercaptopropylmethylsiloxane 
units and dimethylsiloxane units in the proportion as 
indicated in Table I in mole % of the former units and 
terminated at both chain ends with trimethylsilyl 
groups were taken in the ratio as indicated in the table 
by the molar ratio SH/Vi of the mercapto groups SH to 
the vinyl groups Vi and admixed with 2% by weight of 
benzophenone (III) based on the total amount of the 
components (I) and (II). The above-obtained mixtures 
were each dissolved in a 1:1 by volume mixed solvent of 
toluene and methylethylketone to give solutions of the 
organopolysiloxane compositions No. 1 to No. 7 with a 
solid content of 15% by weight. No. 1 was for compara 
tive purpose and No. 2 to No. 7 were directed to the 
present invention. 

Table 
3-Mercaptopropyl 

Composition methylsiloxane SH/Vi 
No. units, mole % Molar ratio 

0.01 M2 
2 0. /4 
3 1.0 1/1 
4 5.0 1/1 
5 10.0 0/1 
6 20.0 10/ 
7 30.0 10/1 

65 Preparation of the planographic masters and printing 
The second process of irradiation is more versatilely . 

applicable. It is applicable even when both the substrate 
and the toner are opaque, since this process is carried 

plates 
A substrate sheet of wood paper having a basis 

weight 120 g/m2 with anti-solvent resistance imparted 
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by coating with an aqueous solution of polyvinyl alco 
hol in an amount of 2g/m2 as dried was employed. The 
substrate sheets were coated with one of the solutions of 
the organopolysiloxane compositions as given in Table 
I in an amount sufficient to form layers 3 um thick as 
dried. The thus coated substrates were then irradiated 
with an ultra-high pressure mercury lamp of the inten 
sity 150 W/m2 for 40 seconds to prepare planographic 
masters having a cured surface layer of the organopoly 
siloxane composition. 
On the surface of the thus prepared masters were 

formed images of an epoxy resin-based toner by use of 
a xerographic copying machine (Model ES-X-10, prod 
uct of Tokyo Aircraft Instrument Co.). The toner im 
ages were fixed by heating at 130 C. for 60 seconds to 
produce dry planographic printing plates No. 1 to No. 
7, corresponding to the compositions No. 1 to No. 7 
respectively. The bonding strength of the toner to the 
surface of each cured organopolysiloxane film is shown 
in Table II. 

Printing test 
Printing tests were undertaken with the above 

obtained dry planographic printing plates on a smallsize 
offset printing press (Model A. B. Dick 320, product by 
A. B. Dick Co.). No scumming took place on each 
printed copies. The resulting printing durability is 
shown in Table II. 

Table I 
Printing 

Printing Bonding durability 
plate strength (number of 
No. of toner printed copies) 

1 Poor below 10 
2 Fair 100 t 200 
3 Good 700 to 900 
4. Good more than 1000 
5 Good more than 1000 
6 Good more than 1000 
7 Good more than 1000 

Further, in order to determine the storage stability of 
the planographic masters, each planographic master 
having the substrate with a photocured layer of each of 
the organopolysiloxane compositions was allowed to 
stand over a period of 6 months and then subjected to 
the formation and fixation of toner images. The result 
ing planographic masters exhibited a sufficient bonding 
strength and also a satisfactory printability. 

EXAMPLE 2. 

Preparation of the solutions of the organopolysilox 
ane compositions: 

Mixtures were prepared by blending organopolysi 
loxane (I) with a viscosity in the range from 100,000 
siloxane (I) with a viscosity in the range from 100,000 to 
500,000 centistokes at 25° C. composed of 3 mole % of 
methylvinylsiloxane units and diphenylsiloxane units in 
the mole fractions as indicated in Table III, the balance 
being dimethylsiloxane units, and terminated at both 
chain ends with trimethylsilyl groups, a mercapto-con 
taining organopolysiloxane (II) expressed by the for 
mula 

MeSiO--(HSCH)(Me)SiO)10SiMe 

and 4-trimethylsilylbenzophenone (III) as the photosen 
sitizer. The blending ratios was such that component (1) 
to component (II) molar ratio was to give the molar 

10 

15 

20 

25 

30 

35 

40 

45 

50 

55 

65 

10 
ratio of the vinyl groups (Vi) to the mercapto groups 
(SH) as indicated in Table III, while component (III) 
was used in an amount of 3% by weight based on the 
total amount of components (I) and (II). The mixtures 
were each dissolved in a 1:1 by volume mixed solvent of 
toluene and methylethylketone in a solid concentration 
of 15% by weight to give the solutions of the organo 
polysiloxane compositions No. 8 to No. 14. 

Preparation of the planographic masters and the 
printing plates 

Sheets of a polyethylene-laminated paper as the sub 
strate were coated with each solution of the above or 
ganopolysiloxane compositions prepared in an amount 
sufficient to form a layer about 2 um thick as dried. The 
thus coated substrate was irradiated with light from an 
ultrahigh pressure mercury lamp in an intensity of 150 
W/m2 for 60 seconds to produce planographic masters 
with cured layer. 
Then, on the surface of the planographic masters 

were formed images with a toner based on a styrene 
maleic anhydride copolymeric resin by use of the same 
xerographic copying machine as in Example 1 and the 
toner images were fixed by heating at 130° C. for 60 
seconds to form the dry planographic printing plates 
No. 8 to No. 14 corresponding to the solutions of the 
organopolysiloxane compositions No. 8 to No. 14, re 
spectively. The bonding strength of the toner to the 
surface of the masters was good enough. 

Printing tests: The printing tests were undertaken just 
in the same manner as in Example 1 with the plano 
graphic printing plates obtained as above. The results 
are shown in Table III. 

Table III 
Printing 

Diphenyl- durability 
Composition siloxane Vi/SH number of 
or printing units, molar printed 
plate No. mole % ratio Scumming copics 

8 5 1/1 N 700 to 900 
9 0 1/1 No More than 

1000 
O 20 1/ No More than 

000 
11 30 /1 A little More than 

000 
12 10 1/2 N More than 

1000 
3 0 1/5 N More than 

1000 
4. 10 1/7 A little More than 

000 

EXAMPLE 3 

A solution was prepared by dissolving an organo 
polysiloxane composition composed of organopolysi 
loxane (I) having a block structure expressed by the 
formula 

(Me2SiO)1(x)(PhSiO5)10(CE CH-CH2SiO5), 

a hydrolysiscondensate of mercaptomethylmethyldime 
thoxysilane (II) and 4-dimethyl-amino-4'-trimethylsilyl 
benzophenone (III) as the photosensitizer, in the ratio 
such that the molar ratio of the allyl groups to the mer 
capto groups was and the amount of the photosensi 
tizer was 2% by weight based on the total amount of 
components (I) and (II), in a 1:1 by volume mixed sol 
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vent of toluene and methylethylketone with a solid 
concentration of 15% by weight. 
The solution thus prepared was applied to the surface 

of a polyvinyl alcohol-coated paper in an amount suffi 
cient to form a coating film 3 um thick as dried, to 
obtain a planographic master. Then images were 
formed on the dried layer of the planographic master 
with a polystyrene-based toner by use of the same xero 
graphic copying machine as in Example 1, followed by 
heat fixing at 100° C. for 30 seconds and photocuring of 10 
the organopolysiloxane composition by irradiation with 
ultraviolet light from an ultrahigh pressure mercury 
lamp in an intensity of 150 W/m2 for 60 seconds, to 
obtain a dry planographic printing plate. The bonding 
strength of the toner to the cured organopolysiloxane 
layer was satisfactory. 

Printing test was undertaken with the above-obtained 
printing plate in the same manner as in Example 1. Ink 
repellency at the non-image areas was good and over 
2,000 printed copies were obtained with no scumming. 

Further, in order to determine the storage stability of 
the planographic masters, each planographic master 
with coated and dried substrate was allowed to stand 
over a period of 6 months unexposed to light and then 
subjected to the formation and fixation of toner images, 
followed by photocure in a similar manner. The result 
ing planographic masters exhibited a sufficient bonding 
strength and also a satisfactory printability. 

EXAMPLE 4 

An organopolysiloxane composition was prepared by 
blending a mercapto-containing organopolysiloxane 
with a block structure expressed by the formula 

a vinyl-containing organopolysiloxane expressed by the 
formula 

the blending ratio of these two organopolysiloxanes 
being such that the mercapto groups to the vinyl groups 
SH/Vi was by mole, a third organopolysiloxane of a 
resin structure expressed by the average unit formula 

(Me3SiO05)0.8(Me2ViSiO05)02(SiO2) 

in an amount of 10% by weight based on the first or 
ganopolysiloxane, 3-mercaptopropyl trimethoxysilane 
as a silane coupling agent in an amount of 1% by weight 
also based on the first organopolysiloxane and Michler 
ketone in an amount of 2% by weight based on the total 
amount of the three kinds of the organopolysiloxanes. 
The resultant composition was dissolved in a 1:1 by 
volume mixed solvent of toluene and methylethylke 
tone in a solid concentration of 15% by weight. The 
resultant solution was applied on a polyethylene 
laminated paper having a basis weight of 90 g/m2 in an 
amount enough to give a coating film of about 5 um 
thick as dried, to produce a planographic master. 
Toner images were formed on the dried layer of the 

organopolysiloxane composition with an epoxy resin 
based toner by use of the same xerographic copying 
machine as used in Example 1, followed by heat-fixing 
at 100° C. for 30 seconds and then photocuring the 
composition by irradiation with ultraviolet light from 
an untrahigh pressure mercury lamp in an intensity of 
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150 W/m2 for 60 seconds, to prepare a dry planographic 
printing plate. The bonding strength of the toner to the 
cured layer of the organopolysiloxane composition was 
satisfactory. 

Printing test was undertaken with the planographic 
printing plate thus prepared in the same manner as in 
Example 1. Ink-repellency at the non-image areas was 
good, and over 2,000 printed copies were obtained with 
no scumming. 

EXAMPLE 5 

The substrate employed here was an electrophoto 
graphic master paper (Ricohfax Master Longrun, prod 
uct by Richo Co., Japan). The photosensitive surface of 
this substrate paper was coated with a solution of an 
organopolysiloxane composition in an amount of 1 
g/m2 as dried, to form a planographic master. The coat 
ing solution used was prepared by dissolving a vinyl 
containing organopolysiloxane having a viscosity of 
200,000 centistokes at 25 C., terminated at both chain 
ends with vinyldimethylsilyl groups and composed of 
10 mole % of diphenylsiloxane units, 5 mole % of meth 
ylvinylsiloxane units, a mercapto-containing organo 
polysiloxane expressed by the formula 

the blending ratio of these two organopolysiloxanes 
being such that the vinyl groups to the mercapto groups 
Vi/SH was 1:1 by mole, and benzophenone as a photo 
sensitizer in an amount of 3% by weight based on the 
total amount of the organopolysiloxanes in n-hexane in 
a solid concentration of 10% by weight. 
The planographic master thus formed was irradiated 

with ultraviolet light from an untrahigh pressure mer 
cury lamp in an intensity of 150 W/m2 for 120 seconds 
to cure the organopolysiloxane composition. Thereaf 
ter, toner images were formed on the photocured layer 
of the organopolysiloxane composition with an epoxy 
resin-based toner by use of an electrofax copying ma 
chine (Elefax PC-301W, product of Iwatsu Co., Japan), 
followed by heat fixing at 120° C. for 60 seconds, to 
prepare a dry planographic printing plate. 

Printing test was undertaken with the printing plate 
prepared above in the same manner as in Example 1. 
Ink-repellency at the non-image areas was good and 
over 1,000 printed copies were obtained with no scum 
ming. 

EXAMPLE 6 

Solutions of four kinds of organopolysiloxane compo 
sitions were prepared with an organopolysiloxane hav 
ing a viscosity of 50,000 to 100,000 centistokes at 25° C. 
composed of 0.5, 3, 7 or 10 mole % of the amino-con 
taining organopolysiloxane units expressed by the for 
mula 

96.5, 94, 90 or 87 mole % of dimethylsiloxane units and 
3 mole % of vinylmethylsiloxane units, respectively, 
and terminated at both chain ends with trimethylsilyl 
groups, a mercapto-containing organopolysiloxane 
composed of 20 mole % of Me3SiO05 units, 40 mole % 
of HS(CH2)3SiO1.5 units and 40 mole % of Me2SiO 
units, the blending ratio of the vinyl-containing organo 
polysiloxane and the mercapto-containing organopoly 
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siloxane being such that the vinyl groups to the mer 
capto groups Vi/SH was by mole and 4-dime 
thylamino-4-dimethylvinylsilyl benzophenone as a 
photosensitizer in an amount of 2% by weight based on 
the total amount of the organopolysiloxanes dissolved 
in toluene in a solid concentration of 15% by weight. 

Polyethylene-laminated paper was coated with the 
solution prepared as above in an amount to form a coat 
ing film 2 um thick as dried, and irradiated with ultra 
violet light from an ultrahigh pressure mercury lamp in 
an intensity of 150 W/m2 to cure the organopolysilox 
ane composition. Toner images were formed on the thus 
cured layer of the organopolysiloxane composition with 
an epoxy resin-based toner by use of a the same xero 
graphic copying machine as used in Example 1, to pre 
pare planographic printing plates. The bonding strength 
of the toner to the cured layer of the organopolysilox 
anes was satisfactory in each case. 

Printing plates were undertaken with the dry plano 
graphic printing plates prepared above in the same man 
ner as in Example 1. Ink-repellency was good at the 
non-image areas of the printing plates and over 1,000 
printed copies were obtained with no scumming in each 
of the individual test runs. 

EXAMPLE 7 

A coating solution of an organopolysiloxane compo 
sition was prepared with an organopolysiloxane having 
a viscosity of 200,000 centistokes at 25 C. composed of 
5 mole % of the carboxyl-containing organosiloxane 
units expressed by the formula 

Me(HOOCCH2SCH2CH2)SiO, 

90 mole % of dimethylsiloxane units and 5 mole % of 
vinylmethylsiloxane units and terminated at both chain 
ends with trimethylsilyl groups, the 3-mercaptopropyl 
containing organopolysiloxane expressed by the for 
mula 

the blending ratio of these two organopolysiloxanes 
being such that the vinyl groups to the mercapto groups 
Vi/SH was 1/1 by mole and trimethylsilyl benzophe 
none as a photosensitizer in an amount of 1% by weight 
based on the total amount of the organopolysiloxanes 
dissolved in n-hexane in a solid concentration of 15% by 
weight. 
The solution obtained above was applied on the 

photo-sensitive layer of zinc oxide dispersed in a resin 
binder on an electrophotographic paper in an amount 
enough to form a coating film 5 um thick as dried to 
prepare a photographic master. The master was irradi 
ated with ultraviolet light from an ultrahigh pressure 
mercury lamp in an intensity of 150 W/m2 to cure the 
organopolysiloxane composition and, tereafter, toner 
images were formed on the cured layer of the organo 
polysiloxane composition with an epoxy resin-based 
toner by use of the same electrofax copying machine as 
used in Example 5, followed by heat fixing at 120° C. for 
60 seconds to give a dry planographic printing plate. 

Printing test was undertaken with the printing plate 
above prepared in the same manner as in Example 1. 
Ink-repellency was good and over 2,000 printed copies 
were obtained with no scumming. 
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14. 
EXAMPLE.8 

A coating solution of an organopolysiloxane compo 
sition was prepared with an organopolysiloxane having 
a viscosity of 300,000 centistokes at 25 C. composed of 
3 mole % of the organosiloxane units expressed by the 
formula 

Me(HOCH2CH2SCH2CH2)SiO, 

3 mole % of vinylmethylsiloxane units and 94 mole % 
of dimethylsiloxane units and terminated at both chain 
ends with trimethylsilyl groups, a 3-mercaptopropyl 
containing organopolysiloxane expressed by the for 
mula 

Me3SiOHSC3H6)MeSiOOSiMe3 

the blending ratio of these two organopolysiloxanes 
being such that the vinyl groups to the mercapto groups 
Vi/SH was 1/1 by mole and benzophenone as a photo 
sensitizer in an amount of 3% by weight based on the 
total amount of the organopolysiloxanes dissolved in 
toluene in a solid concentration of 15% by weight. 
A polyethylene-laminated paper was coated with the 

coating solution prepared above in an amount enough 
to give the coating film 3 um thick as dried, and irradi 
ated with ultraviolet light from an ultrahigh pressure 
mercury lamp in an intensity of 150 W/m2 for 180 sec 
onds to cure the organopolysiloxane composition to 
give a planographic master. Toner images were formed 
on the cured layer of the organopolysiloxane composi 
tion of the master with a phenolic resin-based toner by 
use of the same xerographic copying machine as used in 
Example 1, followed by heat fixing at 130' C. for 30 
seconds to prepare a dry planographic printing plate. 

Printing test was undertaken with the printing plate 
in the same manner as in Example 1. The bonding 
strength of the toner to the cured organopolysiloxane 
composition was good and over 1,000 printed copies 
were obtained with no scumming. 
What is claimed is: 
1. In a planographic master composed of a substrate 

and an overlying layer of an organopolysiloxane com 
position and a photosensitizer, the improvement which 
comprises said organopolysiloxane composition being 
composed of 
(a) an organopolysiloxane with aliphatically unsatu 

rated linkages in the molecule containing organosi 
loxane units represented by the general formula 

where 
R is vinyl, allyl, or ethynyl, 
R2 is a substituted or unsubstituted monovalent hy 
drocarbon group with from 1 to 10 carbon atoms, 
free of aliphatic unsaturation and having no mer 
capto group and 

n is zero, 1 or 2, in a mole fraction of from 0.1 to 100 
mole %, the balance being organosiloxane units 
represented by the general formula 

where 
R has the same meaning as R2 above and 
m is zero, 1, 2 or or 3, and 
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(b) a mercapto-containing organopolysiloxane contain 
ing organosiloxane units represented by the general 
formula 

where 
R" is an organic group with at least one mercapto 
group bonded to a carbon atom selected from the 
group consisting of -C3H6SH, -CH2SH, 
-C6H4SH, -C2H4CH(CH2SH)2, 
-C2H4C(C2H4SH)3, -C2H4SCH2CH(CH2SH)2, 
and -C2H4SCH2C(CH2SH)3, 

R has the same meaning as R2 and 
p is zero, 1 or 2, in a mole fraction of from 0.1 to 100 
mole %, the balance being organosiloxane units 
represented by the general formula 

where 
R6 has the same meaning as R2 and 
q is zero, 1, 2 or 3, in an amount that is sufficient to 

provide from 0.02 to 50 moles of the mercapto 
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groups bonded to the carbon atoms per mole of as 
the aliphatically unsaturated linkages in compo 
nent (a), and 

wherein the amount of component (b) is such that from 
0.1 to 10 moles of the mercapto groups in component 
(b) are provided per mole of the aliphatically unsatu 
rated linkages in component (a), and the amount of the 
photosensitizer is from 0.05 to 5% by weight based on 
the total amount of components (a) and (b). 

2. The planographic master as claimed in claim 1, 
wherein the number of the organosiloxane units repre 
sented by the general formula 

R (R)SiO3 - n)/2 
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contained per molecule of component (a) is at least two. 

3. The planographic master as claimed in claim 1, 
wherein the mole fraction of the organosiloxane units 
represented by the general formula 

contained in component (a) is at least 0.5 mole %. 
4. The planographic master as claimed in claim 1, 

wherein the organic group with at least one mercapto 
group bonded to a carbon atom denoted by R is se 
lected from the group consisting of: -C3H5SH, 
-CH2SH, -C6H4SH, -C2H4CHCH2SH)2, 
-C2H4C(C2H4SH)3, -C2H4SCH2CHCCH2SH)2 and 
-C2H4SCH2C(CH2SH)3. 

5. The planographic master as claimed in claim 1, 
wherein the mole fraction of the organopolysiloxane 
units represented by the general formula 

contained in component (b) is at least 0.5 mole %. 
6. The planographic master as claimed in claim 1, 

wherein component (c) is an organosilyl-substituted 
benzophenone. 

7. The planographic master as claimed in claim 1, 
wherein from 0.1 mole % to 30 mole % of the organosi 
loxane units in components (a) and (b) have a substitu 
ent containing an atom, group or linkage selected from 
the class consisting of halogen atoms, mercapto group, 
amino group, imino group, hydroxy group, carboxyl 
group, nitrile group, halogenated alkyl groups, aryl 
groups, halogenated aryl groups, alkaryl groups, ali 
phatically unsaturated linkages and thioether linkage. 

8. The planographic master as claimed in claim 1, 
wherein the substrate is paper. 

9. The planographic master as claimed in claim 1, 
wherein the overlying layer is from 0.5 to 20 pum thick. 
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